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1 
This invention is concerned with a method for 
making crystalline methyl-substituted tetraor- 
ganodistloxane diols in which each silicon atom 
thereof contains a methyl radical attached there- 
to by a CmSi bond, e. g., tetramethyl dtsiloxane 
diol-l,3 
/ CHs CH 
HO--SI--O--S--OH 
More particularly, the invention relates to a 
method for making crystalline methyl-substi- 
tuted tetraorganodisiloxane diols described above, 
which comprises hydrolyztng with water a meth- 
ylorganodihalogenosilane corresponding to the 
formula, CHslSiX, where R is a monovalent hy- 
drocarbon radical, and X is a halogen, at a tem- 
perature below 25 ° C. under such conditions that 
the forming hydrogen halide is neutralized al- 
most as fast as it is formed in the reaction mix- 
ture, the said hydrolysis being conducted while 
maintaining a pli of from about 5 to 10, e. g., from 
6.5 to 8.0, during substantially the entire hydrol- 
ysis,, and thereafter isolating the crystalline 
methyl-substituted tetraorganodisiloxane diol 
formed thereby. 
In the past, the ability fo obtain silicols as a 
result of the hydrolysis of an organohalogeno- 
silane bas been dependent on the organic radical 
attached fo the silicon atom of the silane. In 
the case of phenylhalogenosilanes, for instance, 
diphenyldichlorosilane and triphenylchlorosilane, 
it bas been possible to isolate the diphenyl silane 
diol and triphenyl silanol by hydrolysis of the 
corresponding phenylchlorosilane with little dif- 
flculty because of the decreased tendency of the 
hydroxyl groups to condense among themselves 
by virtue of the presence of the phenyl group on 
the sillcon atom. In contrast to this when lower 
alkyl halogenosilanes, particularly methylchloro- 
sflanes, are hydrolyzed, there are formed the 
monomeric silicols, but due to the reactivity of 
the hydroxyl groups in such silicols they inter- 
condense almost immediately to form, in the case 
of the methyl silicols, a methylpolysiloxane so 
thah up to the present rime such compounds as 
the methyl silicols have never been isolated as 
such. As far as we are aware, no water-soluble, 
crystalline, low molecular weight, methyl poly- 
siloxanes containing silicon bonded hydroxyl 
groups have been isolated heretofore. Even a 
halogenosilane such as diethyl dichlorosilane or 
ethyl phenyl dichlorosilane readily yields crystaI- 
.line monomeric silicols or dimeric diols by the use 
of standard hydrolysis.means as, for inst.ance,, by 
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those disclosed bY Robison et al. in J. Chem. Soc. 
101, 2156 (1912). However, the presence of a 
methyl group on the silicon atom of the organo- 
halogenosilane changes the tendency of the di- 
S siloxane diol fo crystallize and also materially 
alïects its stability. We bave now discovered that 
we are able fo isolate low molecular weight crys- 
talline organodisiloxane diols corresponding fo 
the general formula: 
10 
R R 
H 0--Si--0--i--0H 
15 where 1 is in relatively.good yields by employing 
a combination of said reaction conditions, which 
as far as we are aware heretofore bave hOt been 
used. 
In accordance with out invention, which bas 
20 for one of its more speciflc embodiments a meth- 
od for preparing methyl disiloxane diols, a di- 
organodihalogenosilane corresponding to the for- 
mula CHISiX2 where 1 and X bave the generic 
meanings given above, for example, dimethyldi- 
25 chlorosilane, is hydrolyzed with water under such 
conditions that the halogen halide resulting from 
the hydrolysis of the methylorganodihalogeno- 
silane is neutralized in the water as fast as it 
is formed so that preferably ai essentially all 
rimes the pli of the reaction mixture during the 
30 addition of the diorganodihalogenosilane is 
around 6.5 to S.0, preferably around 7, any slight 
deviations for short periods of rime from such pli 
of 7 being within the range of from about 5 to 10. 
Thereafter, the crystalline methyl organodisilox- 
35. ane diol is isolated from the reaction mass. 
1 in the above formula for the methyl organo- 
dihalogenosilane may be an aliphatic radical such 
as, for example, a saturated or unsaturated ali- 
phatic radical, for instance, vinyl, allyl, methallyl, 
40 propenyl, isopropenyl, butenyl, etc. radicals; 
methyl, ethyl, propyl, isopropyl, butyl, amyl, 
octyl, dodecyl, etc. radicals; an aryl radical (e. g., 
phenyl, naphthyl, anthracyl, etc.), an alkaryl 
radical (e. g., tolyl, xylyl, ethylphenyl, etc.), an 
45 aralkyl radical (e. g., benzyl, phenylethyl, .etc.), 
cycloaliphatic radicals (e. g., cyclopenlyl, cyclo- 
hexyl, cyclohexenyl, etc.), etc. If desired, all the 
foregoing hydrocarbon radicals may be substi- 
tuted wtth substituents which are inert to any of 
50 the ingredients or conditions employed .for pre- 
paring the methyl organodisiloxane diols as, for 
example, halbgens, etc. 
In carrying out our invention, we bave round 
2t preferable fo conduct the hydrolysis of the 
 nethyl organodihalogenosilane (for purposes of 
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brevity hereafter referred to as the "halogeno= 
silane") by the simultaneous addition of the lat- 
ter and a water-soluble base to an amount of 
water in excess of that required for complete 
hydrolysis.of the halogenosilane, while maintain_- 5 
ing relatively.: t0w temperatures duringessential- 
ly the entire hydrolysis reaction. The water- 
soluble base is used to neutralize the halogen. 
halide liberated by the hydrolysis of the halo- 
genosilane continuously and as._fast 
formed without causing any wide Variations. in 
pli either on the basic or acidic side during-his 
process. This is the critical..ïeatuze of. out.in- 
vention and must be obsered =cazefully if one 
is fo obtain optimum yields of the crystalline 15 
diol. 
Steichiometric quantities of materials-are 
highly desirable to facilitate maintenance 
p,I of around 7. ,ZIowever, it will be apparent 
to .those skilled in. the art that reasonable fluc- 20 
tuations.for short periods of time-.oï pH some- 
what.above-andbelow. 7 within the preferred 
range-of-ïrom 5 fo 10 may be tolerated without 
substantial.effect upon the yield of the product. 
If-..the.,pH is..maintained for appreciable lengths 
.of.time.at-either extreme _of the.pH range _of 
say..5to.10, or outside, this range, serious reduc- 
tions in yield will esult. O,ar process is hot to 
be confused with the disclosures in the prior art 
where a water-soluble base is added first to the 80 
water of hydrolysis-prioz.ta.the addition of the 
halogenosilane. This latter procedure gives pH's 
which are too alkaline and which result in con- 
densation of thé form-ed' sflico!s fo organopoly 
siloxanes., of,: greater., length _ thau the methyl 35 
organodiailoxane fliols: 
Among the bases which have been round ade 
quatè for thepurpose ar, for example, ammm]!a, 
ethe_anhFdrous :or in/aqueous. solution, sodium 
hydroxidëç potassium hydroxide, sodium carbo- 40 
nate;:tetramethylammonium hych'oxide,ethylene 
diamine,-, ethanolmine, etc.: "vVe prefer to use 
anhydrous: ammona because itis "more- easily 
lmndled:because of its .gaseous -state and .becauee 
-beterç control: of pli can: be 
simuler bases :or.'aqueous solutions :thereof rnay 
alS0 be : empl-oyed wiout, departing fom- the 
 scope :of :the -lnention.. 
As-=pointed::out- previously; the .hydolysis_. is 
conducted:substantially entirelF within _the.-pH 0 
ranging:from.about5.to:10. A range..which we 
have.ound: desirable is: that between : pli -of 6 
t0 9; especially-that range of :from 6.5 to .8.0. 
-Ir..order oinsue%hat the pli of the mixture is 
being:ee.maintained vithin the proper ranges .and 55 
preferably around 7; it is desirable to employ pli 
indlcators which- show changes aroundthe range 
ofabout.5:to I0;. especially around 7. AJnong 
suchindicators are, for instance, pairs of indi- 
cators-such as bromthymol b!ue and phenol- 
phthalein, etc.. The indicators are preferably 
added to the water being used for hydrolysis 
puposes: Of course, a pli meter with a glass 
electrode-may ,beused:asthepITindicator for 
cntrolIing tle = addftion- of the:ingredtents . 65 
When-using,-for instance; the pair of indi- 
cators-stiown above;- namely, bromthymol . b!ue 
, and--plenolPhthalein, .the -following are-believed 
to c bé the. fessons- why. this combination 
peciaIly/effective in--out reaction According to 70 
 the literature,, bromthymol blue-is-yellow af a pli 
of around 6.0 and blue at a p.'I-of 7.6. Phenol- 
phthalein on the other hand is colorless at 
around8.3 and red-around a pli of 10. Thus, if 
the :hydrolysis reaction mlxturecontaining these 

two indicators shows a slightly bluJsh color, it 
will be apparent that the p,I is being maintained 
very close fo 7. tf the color should change fo 
yellowish, it will be apparent that the pli is drop- 
pingbelow_. 7 .ndit is thon .necessary.to add 
ditional amounts of base to the: hFdrolysis 
medium. If the color of the reaction ]nixture 
starts turning purplish due to the combination of 
blue of the bromthymol blue and the red from 
:the phenolphthalein, it is again apparent that 
the-pPI ia fiuctuating above 8.0 so that it will 
then_be necessary,to increase the flow of the 
ha.10genosilane:ta bring the pI-I bck to around 7. 
The..temperature employed during the hy- 
drolysis, that is, in the hydrolysis medium, should 
be...betow:room:-temperature and for optimum 
yields  is preferably below 20 ° C., for example, 
about "--5°-to 15 ° C. This may be accomplished 
by using a slurry of ice .in the hydrolysis medium 
im an-amoun.suflicient tQ keep the temperature 
within- the above-identified limits,: replenishing 
the ice .if..necessary.. As anotheralternative, a 
cooling bath, may_be used/ forexample,- 
Ice-alcohbl :or DF.Ice-acetone bath-may be-used 
fo jacket the reaction vessel containing the water 
to maintain the low temperatures. If is addi- 
tionally desirable though not necessaT that both 
the halogenosilane, and:the _base be cooled prior 
to the addition of £heseAngrsdients to the hy- 
drolysis medium. 
As polnted out previously, -the; prop0rtion.of 
halogenosflane towater-solublebase should:.be 
such-.that sufficient base4s.emp!oyed to neutralize 
t_he-halogen:.halide,= for-: example, the. hych-ogen 
chloride; as:fast_ as it: forma_durlng-.the..hydroly: 
sis,. TtiisumaY. b accompl_ished, bF- adding .the 
organohalogenoailaaa:.and water--soluble .base .sir 
multaneausly in. approxirnatety stoichiometric 
equialents;..or, in.._theç:case:of--continuous, hy- 
drolysis,: strZing; the-addition, of _the Angedients 
and:then:ascer.taining ' the-necessity forincreas, 
ing:-or:: decreasing:.the.-rate.f..addition :of .one_of 
the=ingredients: by. obseing .the. pI.. 
sirbte,:..with  par£ic.ular .refeence.:to the. use: of 
gaseous:ammonia_ to .use twa.mots.of_tl]e latter 
per mol of methylorganodihaloge_nosilane._ The 
examples;belaw: fully descrbe_:conditions. which 
car:-be .used.ln_the :practice-of.th inenkiom  
The: amount .of:water emp!oyed..for hydmlsis 
purposes: may: also,, be.:varied:within wide..:limits 
without-departing_:.rom _theçscope.of the in,gent 
tion.. In.ozder .to insur :comp!ete .hydrolysis,. the 
water.is-.presert af least jn_:arkmounsufficient 
to: effect, complete : hy..drolYsis.- of -ail_ the .halor 
.genosilane, and is p_zeferablypresent in an_ amount 
in-excess of that required for :compete hydrolysis. 
In order tofulffll the requirement for .an amount 
of water :sufllcient to .effect complete, hydrolsis 
of-the-lower alkyl hlogÇnosilanes and ai the same 
time _to :maintain_.the lower temperatures desired 
for better yields,.it .has been found .advisable to 
employ as :he hydroly.sis .medium: :mixture .comr 
prising::ice and:water,: for instance,-: in. the flore 
o£ :a:slurry:. An=alternate_method:.is-.to..employ 
 excess wate =and.outside_cooling o£:the, reaction 
mixtures,-, e: g,»_:cooling;bath.asds:Pointed out 
above.: 
A£tethe :enkire «amount. halogenosflane :has 
been added thé::formed/homogeneous, aqueous 
solution is thon saturated witl-/a salt,-for tu_stance, 
NàC1, fo. cause.: insoIubilization of ç the ormed 
organodisiloxane diot ïn t-e aqueous solution: It 
has been found tlat this is best donc by bringing 
thb-:pH-of the aqueous sotution:up fo around8.5 
: (e, g:; by- introduction -of a-smalI amount of addiu 
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tional base) prior to the addition of the NaCI. 
The crystalline diol will then separate from the 
saturated sali solution, especially if relativey low 
temperatures are employed, during the crystalli- 
zation process. The separation of the crystalline 
material under the lower temperature conditions 
will ordinarfly give better yields of the diol as 
wel as ess contamination of the crystaline diol 
with oily higher molecular weight, condensation 
products thereof. The period required for this 
crystallization step may vary, but generally we 
bave round that if may range from about 2 fo 6 
or more hours during which essentially all the 
possible crystalline product will settle out. If 
desirable that the period required for crystalliza- 
tion be kept as short as possible consistent with 
the obtainment of the optimum yield of product. 
This is due fo the fact that contact of the crystal- 
line diol with a hydrous medium for too long a 
perio d appears fo diminish the yield of the flnnal 
crystalline diol. 
The crystalline product may then be flltered 
from the saturated aqueous solution preferably 
af temperatures below 20 ° C. fo remove residual 
traces of salt and water, which, as pointed out 
above, may cause the diol fo condense te higher 
molecular weight non-crystalline products. To 
insm'e the remova] of the last traces of residual 
water from the methyl organodisfloxane dioL the 
latter is disso]ved in an inert water-insoluble 
so]vent for the diol, for example, hexane, pe- 
tro]eum ether, benzene, etc. Any residua] water 
and salt wfll separate out as a lower phase which 
can be removed and the essentially pure crystal- 
line. product isolated from the water-insoluble 
solvent either by evaporation of the latter or by 
cooling of the organic solution te precipitate the 
crystaHine diol. Under such circumstances, it 
is desirable fo use organic wa.ter-insoluble solvents 
in which the crystalline methyl organodisfloxane 
diol is soluble af above room temperatures but 
re]atively insoluble when the solution is cooled 
below room temperatures. 
In order that those skilled in the art may ,ber- 
ter understand how the present invention can 
practiced, the foHowing examples are given ,by 
way of illustration and not by way of limitation. 
Emp 1 
A few drops of ïorom%hymol blue indicator were 
added fo I000 parts of a mix%ure of equal grains 
ice and water. While vigorously stirring %his 
ter mixture, 179 grains dimethyldichlorosflane 
was added slowly while simultaneously sufficient 
aqueous ammonia was added te keep the solu-' 
tion at such a pli that the indicater registered 
a pale blue color in the hydrolysis medium. When 
all the dimethyldichlorosflane was added and the 
hydrolysis was complete,  water-insoluble off (14 
grains) was removed and the clear aq.ueous por- 
tion of the hydrolyzed silicon compound was ex- 
tracted repeatedly with hot hexane, diethyl ether 
and flnally with methylal. By this procedure, 
there was obtained 50 grains of crude crystalline 
tetramethy] disiloxane dial-l,3. There was also 
obtained 27 grains of a material of which a large 
amount comprised tetramethF] disiloxane diol- 
1,3. 
Tetramethyl disfloxane diol-l,3 bas a melting 
point of about 67 ° C., is soluble in warm hexane, 
and only slightly soluble in co]d hexane. Analy- 
sis showed the compound te contain 8.42% hy- 
drogen, 29.1% carbon and 33.64% silicon (theo- 
retical values 8.42%, 28.95% and 33.78%, respec- 
tively). Ifs m01ecular weight by freezing point 
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depression in dioxane was around 170 theoreti- 
cal 166.2). The per cent active hydrogen cal- 
culated as % OH (by the Zerwitinoff reagent) 
was equal fo 20.2% (theoretica 20.4%), and the 
5 compound has 10.8% water of condensation 
(theoretical 10.83). 
Example 2 
In %lais example, 1500 grains water was placed 
in a large flask with a ïew drops of phenol- 
phthalein indicater,  The water was vigorously 
stirred and kept af 0 ° fo 5 ° C. using an alcohol- 
Dry Ice bath, while 129 grains of dimethyldi- 
chlorosflane was added slowly simultaneously 
15 with sufficient gaseous ammonia te keep the mix- 
ture slightly pale pink. After the reaction was 
completed, a small amount of water-insoluble 
off was removed and the remaining aqueous solu- 
tion was chflled to --5 ° C. and vigorously stirred 
whfle 400 grains NaC1 was added. Well-deflned 
white crystals separated which were removed by 
filtration. These crystals, which weighed about 
79.1 grains, melted te give a lower water phase 
amounting te about 29.6 grains and an oily phase 
25 amounting te about 48.5 grains. These phases 
were separated by decantation, and the ofly phase 
was dissolved in pentane and when cooled gave 
about 27 grains of white needles of tetramethyl 
disiloxane diol-l,3. 
30 
Eamgle 3 
In this example, 15,000 grains water was mixed 
with small amounts of brom%hymol blue and phe- 
nolphthalein fo keep the pli between 6 and 9 
35 during the reaction. The reaction vessel was 
cooled with a Dry-Ice-alcohol bath so that the 
temperature was around 18 ° te 19 ° C. 1290 grains 
dimethyldichlorosilane was bled inte the waer 
by means of a glass çube whose exit end extended 
40 deep inte the bottom of the reaction vessel. Ai 
the saine rime, gaseous ammonia was also bled 
into the water by means of a tube whose exit 
end was situated af the bottera of the reaction 
vessel. The addition of the dimethyldichloro- 
45 silane and ammonia was maintained af such a 
rate as to hold the temperature of reaction be- 
tween about 22.5 ° fo 31.5 ° C. The pli during 
the addition of the ingredients was maintained 
so that the reaction mass remained in the light 
50 blue color range. In this case, if teok about 1 
hour and 43 minutes for the addition of the 
dimethyldichlorosflane. At the end of this rime, 
5,000 grains NaC1 were added and the mixture 
stirred and allowed te stand for about 22 hours 
55 at a temperature of around 18 ° te 19 ° C. The 
entire contents of the reaction vessel were then 
extracted with hexane te give a final extraction 
product of about 3,000 cc., which was reduced fo 
1,500 cc. by distillation (67 ° C). This concert- 
60 trated hexane solution was placed in cold ster- 
age (0-10 ° C.) for 20 hours, af the end of which 
rime well-deflned crystals had separated out 
which were removed by filtration, and washed 
with cold hexane te give 145 grains of essen- 
65 tially pure tetramethyl disfloxane diol-l.,3. The 
reduced flltrate yielded an additional 31 grains 
of tetramethyl disiloxane diol-l,3. 
Exampl 4 
70 ïn ortier, fo impiOli the yield of tetramethyl 
disfloxane diol-l,3, the saine procedure and in- 
gredients as employed in Example 3 were used 
with the exception that the cooling bath for the 
water of hydrolysis was maintained af around 
75 --18 ° fo --22 °. C. and the reaction temperature 
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-iiàthe »gëabn .vessel remained :.w.it hirthe.:range 
oY4%to'8 ° C. The addition-ofthe dimetlyl- 
dichlorosiïane was completed in about 56 lnin_- 
utes: A/toi the :sodiuln chloride was added, the 
mixture was aIlowedto stand .for about 3 hours 5 
ai --2 ° te --10 ° C., afer which the liquid por- 
tion thereof was lïlered and the lïltrate was 
placed in cold storage (0-10 ° C.) for around 15 
hburs. Tle sali and oily crystalline-product 
remailïing in tle reabtion vessel wre extracted l0 
with hxane and thextracted portion allowed. 
teromain af around 25 ° C. for about 15 hours. 
Thereafter this latter extracted portion was 
warmed te dissolve the organic solid product 
thèrein; and the solution was thon decan%ed from 15 
the sali and any watr.present. This solution was 
then 101ced in cold storage te give a yie!d of 
about.ll2:5grams oï crystalline product. The 
crystals which ïormed in hesalt solution weïe 
also filtered and dissolved in warm hexane, and 20 
the hexane solution was then decanted ïrom any 
water and salt pesent and also placed in cold 
storage te give a yield oï crystalline .product 
equal te about 191.5grams. All the hexane fil- 
trates were reduced by distillation te yield an- 25 
0th 80 gras of crystalllne materiaI, making 
a total crystalline yîeld of about 384 grains of 
etramethyl disil0xane dî01-1,3 which was 46.3 
per cent of the theoretical yield. In addition te 
the above-mentioned crystalline material, there 30 
was aise obtained an oily product weighing about 
292 grains and which probably comprised a mix- 
ture: of"polymeric dimethylsiloxanes. 
Ex¢.mple 5 35 
Iii this :exam.ple, the saine reacants as in Ex- 
ample 3 and the same proportion of ingredients 
were employed with the exception that the water 
of hytrolysis te which the dirnethyldichlorosflane 
Waslowered te about 2 ° C. by means-of a Dry .40 
Ice and alcohol bath. The addition of the halo- 
genosilahe requred about 43 mnutes, and the 
bàthtelnperature during the reaction was ïor the 
lnost'10atbetween --30 ° te --40 ° C. Aïter the 
NaC1 was addêd, the mixture was al!owed te stand 45 
af around 0 ° te 10 ° C. ïor 3 hours and 4.0 minutes, 
ater:which the liquid was filtered and the filtrate 
placed in - cotd storage (0-10 ° C.) ïor about 15 
hours. The oily crystalline product plus .the sali 
remaining.afer the fi!trate was removed were ex- 50 
tracted with heaxaue. Th e×tract.ion mixture 
was warmcd, thc hcxne solut.on wa decanted 
fr0m the .salt and residual water, and the clear 
-hexane solution ws:s-placed in cold storage. The 
final voIulne of solution was about ,000 ce. The 55 
crystalline yield rom the extracted oily product 
was-9t grams. The crystals ormed .in the orig- 
ina.1 aqueous filtrate were removed by fiItering 
and were dissolved in warln hexane. The final 
volume-oï ths solution was 2,000 ce. which was 60 
placed-in cold storage te yield 203 grams of crys- 
talsthus-g4ving a total yield of 494 grams (58.5% 
of£heoreticaD, ind-cating the advantages reatized 
in lnaintaining. çhe hydrolysis temperature as low 
as possible and the .pli wthin the range of.6.5 65 
to_.80. The crystals were essentially pure tetra- 
lnetlyI disiloxane 
It will, of course, be understood that instead 
of the dimethyldichlorosilane employed above, 
other lnethYl organic dhalogenosilanes may be: 70 
dsed as, for instance, dimethyidibromosilane, 
inethyl cyclohexyldichlorosilane, lnethyl propyl- 
dichl0osilane, methyl isobutyldibromosilane, 
ïetl-/yl-isoamyldichlorosilane, lnethyI phenyldi- 
6hlbr0Silane methyl ehyldichlorosilane; lnethyl 75 
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butYtdichl0rost.ane,, lnethy.l: tolyldibrimosllane«. 
lnethyt benzyldichlor0silane,, metht atlYldich!o- 
rosilane,-methyl vinyldichlorosilane, etc., may bè 
employed without departing ïroln the scopè Of 
the invention. Other examples wilI be clearly 
apparent ïrom the asignmènt of organic radicals 
which have been giron te the symb0I 1% in the 
formula CIRSiX where X is a hal0gen, for 
exalnple, chlorine, bromine, fiuorine, etc. 
The water-soluble low molecular weight mëh- 
ylorganodisiloxane diois prepared in acc0rdince 
with our invention bave utility in the .preprati0n 
of, for instance, rubbers, resins, etc., of the .polY- 
siloxane type. The tetramethl disil0xane diol- 
.1»3 is especially useful in making methyl plY:e 
siloxane elastomers because of the poSSib!liy. 
obtaining-a-polymer-having a funotionality 0f 
exactly 2 and which is uncontalninated by other 
copolymerized functional rnethyl siloxanes.which 
may give undesirable properties in the finally 
cured silicone elastomers. These. methytorgïn0- 
disiloxane diols, particularly he teti.amethyl di- 
siloxane diol, aise bave utility as intermedi/tes 
in the preparation of other compounds nd resfns, 
in which advantage can be taken of the presence 
oï the hydroxyl groups on he diil0xanes or re- 
action with organic compounds containing. 
cals reactive towards such ilicon-bondèd hY- 
droxyl groups. 
Our claimed process also permits obtaininuse- 
ïul diïunctional Products.-ïroln. intermediates on- 
taminated with undesirable materials. For in- 
,tance, dirnethy!dichlorosilane containing Small 
amounts of methyltrichlorosilane, which 
diflïcult te. relnove, may be converted te tetra- 
methyl disilox.ane diol-l,3 by out pr0cess which 
is compleely free of trifunctional monomethyl- 
sfloxane. 
What we-claire as new and desire te secure by 
Letters Patent oï the United States is: 
1. The process of making a methylorganodisil- 
oxane diol which comprises (1) hydrolyzg àt a 
temperature below 25 ° C. whfle maintaining a 
pli of.around 5 te 10 throughout essentially the 
entire period of hydrolysis, a diorganodihalogeno- 
silane corresponding, te the general formula 
CH3RiX where R is a monovatent hydrecabon 
radical selected frein the class consisting of satu- 
rated aliphatic, unsaturated aliphatic, aryl, alk 
.aryl, aralkyl, and cycloaliphatic radica!s, and 
X is a halogen, and (2) isolating the formed 
methy!organodisiloxane diol. 
2. The pcess ïor. preParing a crystalline 
methylorganodisfloxane diol which comprises (1) 
hydrolyzing with water a diorganodihalogeno- 
sfla-ne corresponding te the general ïormula 
CHRSi]a where R is a mono«-alent hydrocarbon 
radical selected ïrom the class consisting oï satu- 
rated aliphatic, unsaturated aliphatic, aryl, alk 
aryl, aralkyl, and cycloaliphatic radicais, and X 
is a halogen, while maintaining the temperature 
in the hydrolysis mdium at around --5 ° te.20 ° C. 
and the .pli of the hydrolysis medium ïrom about 
5 te 10 during the hydrolysis operation by neu- 
tralizing with an externally added neutralizing 
agent the-halogen halide ïormed in the hydrolysis 
mixture substantially as ïast as it ïorms, and 
(2) isolatlng the ïormed crystallïne rnethy!o- 
ganodisfloxane diol. 
3. The process oï prep_aring a crystalline 
methylorgandisfloxane diol which comprises (1) 
hydrolyzing with water a diorganodihalogen0- 
silane, corresponding te the general formula 
CHRSiX where I is a monovalent hydrocar- 
bon radical-setected-f.rom the class cohsisting of 
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saturated aliphatic, unsaturated aliphattc, aryl, 
alkaryl, aralkyl, and cycloaliphatic radicals, and 
X ts a halogen, while maintaining the tempera- 
ture in the hydrolysis medium below 25 ° C. and 
the pli of the hydrolysis medium essentially 
within the range of from about 5 to 10 by neutral- 
izing the halogen halide formed in the hydrolysis 
mixture substantially as fast as it forms with 
ammonia, and (2) isolating the formed crystal- 
line methylorganodisiloxane diol. 
4. The process for preparing crystalllne tetra- 
methyl disiloxane diol-l,3 which comprises 
hydrolyzing with water a dimethyldihalogeno- 
silane while matntaintng the temperature in the 
hydrolysis medium below 25 ° C. and the pli of the 
hydrolysis medium within the range of fr0m 5 
to 10 during the hydrolysis operation by neu- 
tralizing the formed halogen halide in the hy- 
drolysis mixture substantially as fast as it forms 
wtth a neutralizing agent, and (2) isolating the 
formed crystalline tetramethyl disiloxane diol-l,3. 
5. The process or preparing crystalline tetra- 
methyl distloxane diol-l,3 which comprises (1) 
hydrolyzing with water a dimethyldihalogeno- 
stlane while maintaining the temperature in the 
hydrolysis medium below 25 ° C. and the pli of 
the hydrolysis medium within the range of from 
5 to 10 during the hydrolysis operation by neu- 
tralizing the formed halogen halide in the 
drolysis mixture substantially as ast as it forms 
wtth ammonia, and (2) isolating the formed 
crystalline tetramethyl disiloxane diol-l,3. 
6. The process as in claire 4 wherein the di- 
methyldihalogenosil ane is dimethyldichloro- 
silane. 
7. The process as in claire 5 where the 
methyldihalogenosilane is dimethyldichloro* 
stlane. 
8. The process for preparing crystalline tetra- 
methyl disiloxane diol-l, which comprises 
hydrolyzing with water a dimethyldihalogeno- 
silane while maintaining the temperature in the 
hydrolysis medium below 25 ° C. and the pli of 
the hydrolysis medium within the range of from 
5 to 10 during the hydrolysis operation by neu- 
tralizing the formed halogen halide in the hy- 
drolysis mixture substantially as fast as tt forms 
with alueous ammonia, and (2) isolating the 
formed crystalline tetramethyl distloxane diol- 
9. The method for preparing crystalline tetra- 
methyl disiloxane diol-l,3 which comprises 
slowly adding dimethyldichlorosilane and am- 
monia simultaneously to an amount of water 
maintained at a temperature of from --5 ° to 20 ° 
C. and at least in excess of that necessary to 
fect complete hydrolysis of the dimethyldichloro- 
silane while maintainlng a Pli in the hydrolysis 
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medium durtng the addition of the ingredients 
of around 6.5 to 8.0 during substantially the en* 
tire hydrolysis operation by regulating the pro- 
portions of dimethyldichlorosilane and ammonta 
5 added so as to neutralize the hydrogen chloride 
formed in the hydrolysis mixture substantially 
as fast as it ïorms, and (2) isolating the formed 
crystalline tetramethyl disiloxane diobl.3. 
10. The method for preparing crystalline tetra* 
10 methyl disiloxane diol-l,3 which comprises 
slowly adding dimethyldichlorosilane and 
monia to a hydrolysis medium comprising water 
in an amount at least elual fo that necessary 
to effect complete hydrolysis of the dimethyl- 
15 dichlorosilane and containing a pli indicator 
changeable around a pli of 6.5 fo 8.0, the 
methyldichlorosilane and ammonia being added 
in approximately stoichtometric elutvalents, and 
the hydrolysis medium being maintained at 
2o around --5 ° to 20 ° C. so that the pli of the hy* 
drolysis medium is around 6.5 to 8.0 during sub- 
stantially the entire hydrolysis operation, the 
ammonia being added in a way to neutralize 
the hydrogen chloride substantially as fast as it 
25 forms in the hydrolysis mixture, and (2) isolat* 
ing the formed crystalline tetramethyl disiloxane 
diol-l,3. 
11. The method for prepmng crystalline tetra- 
methyl disfloxane dio1-1;3 which comprises (1) 
3O slowly adding dimethyldichlorosilane and sodium " 
hydroxide simulaneously fo an amount of water 
maintained at a temperature of from --5 ° to 20 ° 
C. and at least in excess of that necessary to 
effect complete hydrolysis of the dimethyldt* 
35 chlorosilane, while maintaining a pli in the hy- 
drolysis medium during the addition of the in- 
gredients of around 6.5 to 8.0 during substan- 
tially the entire hydrolysis operation by regulat- 
ing the proportions of dimethyldtchlorosilane and 
40 sodium hydroxide added so as to neutraltze the 
hydrogen chloride formed in the hydrolysis mix- 
ture substantially as fast as it forms, and (2) 
isolating the formed crystalline tetramethyl di- 
siloxane diol. 
45 GLENNARD R. LUCAS. 
ROBERT W. MARTIN. 
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